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[57] ABSTRACT 
Disclosed is a gas separation membrane, comprising a 
?lm with a thickness ranging from 0.05,l0-6 to 2010-‘J 
m, at least 90% by mole of which is at least one aro~ 
matic polyimide or copolyimide, the recurrent unit of 
which corresponds to the following formula (I): 

where A represents a tetravalent aromatic radical at 
least 50% by mole of which are represented by the 
following formula (II): 

(11) , 

and B represents a bivalent aromatic radical or a mix 
ture of bivalent aromatic radicals. 

10 Claims, N0 Drawings 
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GAS SEPARATION MEMBRANE 

BACKGROUND OF THE INVENTION 

The present invention relates to a gas separation 
membrane comprising at least one thin ?lm mainly con 
taining at least one particular aromatic polyimide or 
copolyimide, preferably prepared from at least one 
tetra-ester or diacid-diester derived from 3,3’,4,4’-tet 
racarboxylic acid. 
The use of aromatic polyimides in gaseous perme~ 

ation membranes has been notably described in US. 
Pat. Nos. 4,378,324, 4,378,400, 4,512,893, 4,705,540, 
4,717,393, 4,717,394 and 4,718,921. 
None of these patents mentions the use of 3,3',4,4'-tet 

racarboxylic benzhydrol acid derivatives for preparing 
polyimides that can be utilized for gas separation. 

DETAILED DESCRIPTION OF THE 
INVENTION 

One object of the invention is to prepare membranes 
with a very high thermal and chemical resistance, very 
satisfactory mechanical properties and showing good 
properties as for gas separation, notably for the dehy 
dration of mixtures of gaseous hydrocarbons. 
The gas separation membrane according to the inven 

tion comprises at least one film of a thickness advanta 
geously ranging from 0.05.10-6 to 20.l0-6m, prefera 
bly from 0.l.l0-6to l5.10-6m, at least 90 % by mole of 
which, preferably at least 95% by mole, is at least one 
aromatic polyimide or copolyimide the recurrent unit of 
which corresponds to the following formula (I): 

(I) 

where A represents a tetravalent aromatic radical at 
least 50% by mole of which are represented by the 
following formula (II): ' 

mama 
and B represents a bivalent aromatic radical or a mix 
ture of bivalent aromatic radicals. 
B can notably represent at least one radical corre 

sponding to one of the following formulas (VI) to (IX): 

(11) 

(IV) 

Xi 
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2 
—continued 

X Y (V ) 

X] Y] 

Y X (V I) 

Z T 

(VII) 

(VIII) 

(IX) 

X,Y,X1,Y!,Z,T, identical or different, being selected 
from the group consisting of hydrogen, the hydroxyl 
OH radical, the carboxyl-COOI-I radical, the alkyl or 
alkoxy radicals having 1 to 3 atoms of carbon; R1 being 
a bivalent radical selected from the group consisting of 
the following radicals: —O——, —S—, —SO2——, 
—CO—, CH;—, —C(CH3)2—, —C(CF3)2—. 

Said aromatic polyimide or copolyimide contained in 
the gas separation membrane according to the invention 
is advantageously prepared by reacting (in a polycon 
densation reaction), in an appropriate solvent and gen 
erally in stoichiometric conditions or in conditions close 
to stoichiometry (deviation generally lower than 30%, 
preferably 20% by mole in relation to the stoichiomet 
ric proportions): - 

on one hand, at least one aromatic diamine, for exam 
ple represented by the following formula (III): 

HZN-m-NHZ (111) 

where R] is a bivalent radical corresponding to one of 
the following formulas (IV) to (IX): 

X Y (IV) 
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—continued 
X Y (V) 

X1 Y} 

Y X (V1) 

Z T 

(VII) 

N I 

E ‘ (VIII) 

: (1X) 

: C : , 
X,Y,X1,Y1,Z,T, identical or different, being selected 
from the group consisting of hydrogen, the hydroxyl 
Ol-I radical, the carboxyl-COOH radical, the alkyl or 
alkoxy radicals having 1 to 3 atoms of carbon; R1 being 
a bivalent radical selected from the group consisting of 
the following radicals: —-O—, -—S—, —SO2—, 
—C0—, —CH2—, —C(CH3)2—, —C(CF3)2—, 

with, on the other hand: 
either at least one tetra-ester or one diacid-ester de 

rived from 3,3',4,4'-tetracraboxylic benzhydrol acid and 
represented by the following formula (X): 

1102c c0211 (X) 
CHOH 

nlozc c0211‘ 

where R and R‘, identical or different, are monovalent 
radicals of hydrocarbons each one preferably compris 
ing 1 to 13 atoms of carbon, for example lower alkyls 
containing 1 to 13 atoms of carbon, cyclo-alkyls or aryls 
comprising 6 to 13 atoms of carbon, and R can also 
represent an atom of hydrogen (R' being then de?ned as 
above); 

or a mixture containing: 
* 50 to 95% by mole of at least one tetra-ester or one 

diacid-diester derived from 3,3',4,4’-tetracarboxylic 
benzhydrol acid and represented by the following for 
mula (X): 

15 
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. (X) ROZC - COZR 
CHOH 

Rlozc Cola1 

and _ 

‘ 5 to 50% by mole of at least one tetra-ester or one 

diacid-diester derived from at least one tetracarboxylic 
aromatic acid and represented by the following formula 
(XI): 

60211 
/ 

R1o2c com1 

or of at least one di-anhydride derived from at least one 
tetracarboxylic aromatic acid and represented by the 
following formula (XII): 

(XII) 

where, in formulas (X), (XI) and (XII), R and R’, identi 
cal or different, ar monovalent radicals of hydrocarbons 
each one comprising 1 to 13 atoms of carbon, for exam 
ple lower alkyls containing 1 to 13 atoms of carbon, 
cycle-alkyls or aryls comprising 6 to 13 atoms of car 
bon, and R can also represent an atom of hydrogen (R’ 
being then de?ned as above); R3 is a tetravalent radical 
substituted or not, preferably selected from those repre 
sented hereafter: 

1:1 III ‘ 
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-continued 

and 

where R4 represents a bivalent radical selected from the 
following radicals: -O—, —S——, —SO2——, —CO—, 
CH1—, —~C(CH3);—and -—C(CF3)2-—. 
The polycondensation reaction can be carried out 

according to any conventional process, preferably ac 
cording to the process described in U.S. Pat. No. 
4,736,015. 
Among the tetra-esters or diacid-diesters derived 

from the 3,3’,4,4'-tetracarboxylic benzhydrol acid or 
derived from at least one tetracarboxylic aromatic acid 
generally used for preparing the polyimides or copolyi 
mides considered in the present invention, the following 
can be cited: the symmetric tetra-esters, i.e. the com 
pounds of formula (X) or (XI) in which radicals R and 
R’ are identical, such as tetramethyl ester, tetraethyl 
ester, tetrabutyl ester; the dissymmetric tetra-esters 
represented by formula (X) or (XI) with radicals R and 
4' alkyl and/or aryl, different, such as diphenyl di 
methyl ester, dibutyl dimethyl ester, diphenyl diethyl 
ester; the bis(ortho-acids-esters) more commonly called 
diesters, i.e. the compounds of formula (X) or (X1) in 
which R is an atom of hydrogen and R’ an alkyl radical, 
such as for example methyl diester, ethyl diester, n-pro 
pyl diester, isopropyl diester, n-butyl diester, isobutyl 
diester, amyl diester, hexyl diester, Z-hydroxyethyl dies 
ter. 

Most generally, the dissymmetric tetra-esters and the 
diesters are not pure compounds but a mixture of iso 
mers; for example, the methyl diester can be a mixture, 
in variable proportions, of 3,3'-dicarboxy 4,4'-dimethox‘ 
ycarbonyl, of 4,4'-dicarboxy 3,3'-dimethoxycarbonyl 
and of 3,4’-dicarboxy 4,3'-dimethoxycarbonyl of the 
considered acids. 

According to a preferred preparation embodiment, at 
least one aromatic polyimide or copolyimide is pre 
pared by dissolving in an appropriate solvent at least 
one aromatic diamine of formula (III) and preferably 
substantially equimolecular amount of at least one com 
pound of formula (X) or of a mixture of compounds of 
formula (X) and (XI) or (X) and (XII). The reaction 
mixture formed by the solvent and the reagents is then 
heated up to a temperature advantageously higher than 
80° C., generally ranging from 80° to 400° C., preferably 
from 100° to 250° C., until the composition reaches the 
required viscosity. The temperature is generally set at 
such a value that the reaction of the amine functions on 
the tetracarboxylic acid(s) derivatives is carried out at a 
reasonable velocity. 
The solvents which the polyimides or copolyimides 

considered in the invention are prepared with are usu 
ally polar organic compounds, i.e. comprising a hetero 
atom such as O, N, S, P, inert in relation to the mono 

15 

25 

30 

40 

45 

60 

65 

mers and the polymers. Among these solvents, the fol 
lowing can be notably cited: the phenols, such as phe 
nol, the cresols, the xylenols, the chlorophenols, the 
mono and diethers of glycols, such as for example those 
of ethyleneglycol and of diethyleneglycol, the amides, 
such as for example methylformamide, dimethylform 
amide, hexamethylphosphotriamide, methylacetamide, 
dimethylacetamide, the ureas, such as for example tet 
ramethylurea, the heterocyclic compounds, such as for 
example pyridine, quinoline, dioxane, tetrahydrofurane, 
N-methylpyrrolidone, N-acetylpyrrolidone, tet 
ramethylenesulfone, the sulfones and sulfoxides, such as 
for example dimethylsulfone and dimethylsulfoxide. 
These solvents can be used alone or mixed together, 

or else mixed with other liquid organic compounds 
among which the alcohols, such as methanol, ethanol, 
propanol, isopropanol, the butanols, benzyl alcohol; the 
ketones, such as for example acetone, Z-butanone, meth 
ylisobutylketone, diisopropylketone, cyclohexanone, 
acetophenone; the aromatic hydrocarbons, such as ben 
zene, toluene, the xylenes, the solvent naphtha; the 
halogenated aromatic hydrocarbons, such as chloroben 
zene, the dichlorobenzenes, the chlorotoluenes; the 
aliphatic and aromatic esters of the aliphatic and aro 
matic carboxylic acids, such as for example the acetates 
of methyl, of isopropyl, of butyl, of phenyl, methyl 
benzoate; ethers, such as dibutyl ether, diphenyl ether. 
The initial concentration of monomers in the reaction 

solvent is not critical, but it generally ranges between 10 
and 80% by weight. .' 
The volatile products (water and/or alcohols) 

formed during the reaction can be left in the medium, 
but they can also be removed by distillation as they 
form, which allows controlling the extent of the reac 
tion. 

It is optionally possible to react, on the polyimide or 
copolyimide prepared thereby, a mono or bifunctional 
simple or polymeric compound containing at least one 
grouping selected from the group consisting of the iso 
cyanates, the epoxides, the carboxylic acids anhydrides, 
the carboxylic acids halogenides, the alkyl titanates, the 
siloxanes. The grafting of a monofunctional simple or 
polymeric compound on the polymeric chain of the 
polyimide or of the copolyimide generally allows in 
creasing the solubility of the latter ones and modifying 
their permeametric properties on account of the change 
in the structure of the macromolecular chain. The use of 
bifunctional simple or polymeric compounds can allow 
to obtain cross-linked polyimide or copolyimide ?lms. 
In this latter case, the grafting is performed on the ?lm 
already formed, the cross-linking having the effect of 
making the polyimide or the copolyimide insoluble. 
The ?lm contained in the gas separation membranes 

according to the invention is usually prepared by dis 
solving said polyimide(s) or copolyimide(s), for exam 
ple at a temperature ranging between the room temper 
ature and 150° C., at a concentration generally ranging 
from 3 to 35%, preferably from 5 to 25% by weight, in 
at least one appropriate organic solvent.‘ 

Said solvent is for example selected, according to the 
solubility of the polyimide or copolyimide, among the 
group consisting of N-methylpyrrolidone, dimethyl 
formamide, dimethylacetamide, dimethylsulfoxide, 0-, 
m- or p-cresol, the phenolic derivatives, the haloge 
nated hydrocarbons, dioxane and tetrahydrofurane. 
The obtained solution is generally cooled down to the 

room temperature (between 15° and 25° C.) and prefera 
bly ?ltered and degassed. The solution is then spread 
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with a commercial knife or bar applicator on a plane 
(support) such as a glass plate, in order to obtain a ?lm 
of said solution with a thickness generally ranging from 
10 to 200.l0-6m, preferably from 30 to l50.10-6m. 
The solvent is then progressively evaporated step by 

step, generally under vacuum or under a stream of inert 
gas(es), for example at temperatures ranging from 80° to 
220° C. for 6 to 22 hours. The polyimide(s) or 
copolyimide(s) ?lm obtained thereby is then detached 
from the support, for example by immersing the set 
fonned by the ?lm and the support in one or several 
successive water baths, at temperatures generally differ 
ent and ranging for example from 10° to 80° C. The ?lm 
is then dried again under vacuum or under a stream of 
inert gas(es), preferably step by step, for example at 
temperatures ranging from 80° to 400° C., preferably 
from 90° to 350° C., for 6 to 22 hours. This ?nal thermal 
treatment generally allows improving the permeametric 
properties of said ?lm. 
A dense ?lm is thus obtained, the thickness of which 

ranges from 0.05.10-6 to 2O.l0-6m, preferably from 
0.1.10‘6 to 15.10'"6m. Too thick a ?lm would have a 
low permeability, whereas too thin a ?lm would show 
an extreme sensitivity to the slightest defect, which 
might lead to a non-selective flow of gases. 
The separation membranes according to the inven 

tion generally comprise, apart from said dense ?lm, at 
least one porous structure supporting said ?lm; in that 
case, these are called membranes of the asymmetric 
type. These asymmetric structures can be for example 
directly obtained with the conventional phase inversion 
techniques or by the controlled deposition of a dense 
?lm on an already existing porous structure; in the latter 
case, they are called composite membranes. These 
membranes have for example a plane or a ?lamentary 
shape, or else the form of hollow tubes or ?bers. 
The separation membranes according to the inven 

tion can be notably utilized for the dehydration or the 
deacidizing of a mixture of gaseous hydrocarbons, for 
the separation of hydrogen from a mixture of gaseous 
hydrocarbons, for the separation of oxygen and nitro 
gen and, more generally, in gas separation processes. 
The examples hereafter illustrate the invention with 

out however limiting the scope thereof. 
In these examples, the intrinsic viscosity is deter 

mined at 30° C. in N-methylpyrrolidone. 
The measuring of permeability to hydrogen, to car 

bon monoxide, to methane, to oxygen and to nitrogen is 
carried out on the dense polyimide or copolyimide ?lms 
at 20° C., at an upstream pressure of 1 MPa and vacuum 
downstream. The measuring of permeability to water is 
achieved at 50° C. with nitrogen loaded with steam. 
The upstream pressure is 1 MPa, the partial water pres 
sure is 0.5 and vacuum is applied downstream. , 
The permeability to the different gases is calculated 

by means of the following formula: 

It is expressed in cm3/(cm2.s.cm Hg). 
V represents a volume of gas (in cm3, NTP) passing 

across the dense ?lm, t represents the permeation dura 
tion (in 5), AP represents the considered gas pressure 
difference between the upstream and downstream faces 
of the ?lm and A represents the surface of the ?lm. 
The permeability coef?cient is calculated by means of 

the following formula: 
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and is expressed in barrers (1 barrer= 10*l0 
<:m3.cm/(cm2 s. cm Hg)) where P represents the mea 
sured permeability and e the thickness of the ?lm. 
The selectivity for the separation of two gases i and j 

is given by the following formula: 

where pi and pj are respectively the permeability coeffi 
cients of gases i and j. 

EXAMPLE 1 

A mixture of 388.3 g of methyl diester of 3,3',4,4’-tet 
racarboxylic benzhydrol acid and of 198.27 g of bis 
(amino_4 phenyl) methane in 585 g of m-cresol is heated 
in. a nitrogen stream and under stirring in an oil bath 
which allows to progressively increase the temperature 
of the mixture up to 190° C. The temperature stages are 
1 hour at 50° C., 1 hour at 110° C., 1 hour at 150° C. and 
2 hours at 190° C. During the reaction, m-cresol is pro 
gressively added in order to bring the dry product con 
centration to about 30% by weight at the end of the 
temperature cycle. 
The obtained solution is diluted to obtain a dry prod 

uct concentration ranging from 15 to 20% by weight, 
then (hot) ?ltered and precipitated with a strong stirring 
in a large methanol excess (of about 10 volumes for 1 
volume of solution). The obtained mixture is ?ltered in 
order to separate the polymer particles. The polymer is 
washed again several times with methanol, then dried at 
90° C. in a vacuum chamber for 24 hours. 
The polyimide prepared thereby shows an intrinsic 

viscosity of 0.62 dl/g. 

EXAMPLE 2 

10 g of the polyimide prepared in example 1 are dis 
solved under stirring in 90 g of N-methylpyrrolidone at 
a temperature of about 100° C. The solution is cooled 
down to the room temperature, ?ltered on a 0.5micron 
FLUOPORE ?lter and degassed. 
Under a class 100 light flux hood, the solution is 

spread by means of a bar applicator on a glass plate in 
order to obtain a solution ?lm with a thickness of about 
l00.lO-6m. 
The solvent is evaporated under vacuum for 8 hours 

at 100° C. and 4 hours at 180° C. The polyimide ?lm is 
then detached from the support by alternately plunging 
it into water at 20° C. and water at 60° C. This ?lm is 
then dried again under vacuum for 8 hours at 100° C. 
and 4 hours at 180° C. 
A dense ?lm with a thickness of 10.l0-6m is thus 

obtained. This ?lm is subjected to a thermal treatment at 
300° C. for 4 hours in a nitrogen stream. 
The results of the permeability tests are shown in 

Table 1. ' 

TABLEl 
p(barrer) a 

H2O H; CO; CH4 H2Q/CH4 Pig/CH4 Cog/CH4 
1.000 2.8 0.32 0.0042 236.000 670 76 

EXAMPLE3 

388.3 g of methyl diester of 3,3',4,4'-tetracarboxylic 
benzhydrol acid are admixed with 306.4 g of (3,3’,5,5’ 
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tetraethyl 4,4'-diamino diphenyl) methane according to 
the process of example I. . 
The obtained polyimide is given the form of a ?l 

according to the process of example 2. 
The results of the permeability tests are shown in 

Table 2. 

EXAMPLE 4 

388.3 g of methyl diester of 3,3',4,4’-tetracarboxylic 
benzhydrol acid are admixed with 398.5 g of (3,3' 
dimethyl 5,5’-diisopropyl 4,4'-diamino diphenyl) meth 
ane according to the process of example 1. The obtained 
polyimide is given the form of a ?lm according to the 
process of example 2. 
The results of the permeability tests are shown in 

Table 2. ' 

TABLE 2 

p (barrer) 0. 

Example H; CO; CH4 HZ/Cl-Li Cog/CH4 
3 21 9.5 0.39 54 24 
4 29 15.5 0.6 48 26 

EXAMPLE 5 

388.3 g of methyl diester of 3,3’,4,4'-tetracarboxylic 
benzhydrol acid are admixed with 348.45 g of 9,9 bis 
(4-amino phenyl) ?uorene according to the process of 
example‘ 1. The obtained polyimide shows an intrinsic 
viscosity of 0.45 dl/g and is given the form of a dense 
?lm according to the process of example 2. 
The results of the permeability tests are shown in 

Table 3. 

EXAMPLE 6 

388.3 g of methyl diester of 3,3',4,4’-tetracarboxylic 
benzhydrol acid are admixed with 164 g of tetramethyl 
paraphenylene diamine according to the process of 
example 1. The obtained polyimide shows an intrinsic 
viscosity of 0.86 dl/g and is given the form of a dense 
?lm according to the process of example 2. 
The results of the permeability tests are shown in 

Table 3. 

TABLE3 
Ex- p(barrer) ' a 

ample H3 CO2 CH4 0; Pig/CH4 Col/CH4 Og/N; 
5 9.7 3.0 0.09 — 108 33 — 

6 115 58.7 2.2 14.3 52.3 26.7 5.0 

We claim: 
1. A gas separation membrane comprising at least one 

?lm ofa thickness ranging from 0.05.10-6 to 2O.lO-6m, 
at least 90% by mole of which is at least one aromatic 
polyimide or copolyimide, the recurrent unit of which 
has formula (I): 

(I) 
O 

2 i 
/ \ / \ 

N A N-B 
\C/ \C/ 

II II 
0 

where A represents a tetravalent aromatic radical, at 
least 50% by mole of which have formula (II): 

LII 

0 

20 

25 

35 

45 

50 

55 

65 

(l 1) 
CHOH 

and B represents a bivalent aromatic radical or a mix 
ture of bivalent aromatic radicals. 

2. A membrane according to claim 1, wherein at least 
95% by mole of said ?lm is at least one aromatic poly 
imide or copolyimide, the recurrent unit of which has 
formula (I). 

3. A membrane according to claim 1 wherein said 
film has at thickness ranging from 0.1.10-6 to 
15.lO-6m. 

4. A membrane according to claim 1, wherein said 
aromatic polyimide or copolyimide is prepared by re 
acting at least one aromatic diamine of the formula (III): 

H2N-R1—NH2 (III) 

where R1 is a bivalent radical of one of the followin 
formulas (IV) to (IX): . 

(IV) 

(V) 

(VI) 

(VII) 

(VIII) 

(IX) 
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X, Y, X1, Y], Z, and T, identical or different, being 
selected from the group consisting of H, OH, COOH, 
C1.3-all<yl, and C1.3-all<oxy; R2 being selected from the 
group consisting of the following radicals: ——O—, 
—S—, —SO2—, -—-CO—, Cl'lg—, —C(CH3)2—-, and 
—C(CF3)2——, ' 

with at least one tetra-ester or one diacid-ester de 

rived from 3,3’4,4’-tetracarboxylic benzhydrol acid 
and represented by the formula (X): 

nozc coza (X) 
CHOH 

nlozc C0;R1 

" where R and R1, identical or different, are monova 
lent radicals of hydrocarbons, each one having 1 to 
13 atoms of carbon, and R can also represent hy 
drogen. 

5. A membrane according to claim 4, wherein after 
preparing said aromatic polyimide or copolyimide, at 

' least one mono- or bifunctional, simple or polymeric 

compound containing at least one group selected from 
the group consisting of the isocyanates, the epoxides, 
the carboxylic acid anhydrides, the carboxylic acid 
halogenides, the alkyl titanates, and the siloxanes is 
reacted on said polyimide or copolyimide. 

6. A membrane according to claim 1, wherein said 
aromatic polyimide or copolyimide is prepared by re 
acting at least one aromatic diamine represented by the 

7 following formula (III): 

where R] is a bivalent radical corresponding to one of 
the following formulas (IV) to (IX): 

X Y (1V) 

‘QM , 
X Y (V) 

X1 Y] 

Y X (VI) 

Z T 

(VII) 
\ 

I i 

N 
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12 
-continued 

(Vlll) 

: (1X) 

: c : . 
X, Y, X1, Y1, Z, and T, identical or different, being 
selected from the group consisting of H, OH, COOI-l, 
C1.3-all<yl, and C1.3-alkoxy; R2 being a bivalent radical 
selected from the group consisting of the following 
radicals: -—O—, -—S——, —SO2—, —C0—, —CI-I2—, 
—C(CH3)2—, and —C(CF3)2, with a mixture contain 
ing 

50 to 95% by mole of at least one tetra-ester or one 
diacid-diester derived from 3,3',4,4'-tetracarboxy 
lic benzhydrol acid and represented by the follow 
ing formula (X): 

aozc cola (x) 
CHOH 

R1o2c C021:1 

and 
LII to 50% by mole of at least one tetra-ester or one 

diacid-diester derived from at least one tetracar 
boxylic aromatic acid and represented by the fol 
lowing formula (XI): 

ROgC coza (XI) 

R3 

R102c com1 

or of at least one dianhydride derived from at least 
one tetracarboxylic aromatic acid and represented 
by the following formula (XII): 

(XII) 

where, in formulas (X), (XI) and (XII), R and R’, 
identical or different, are monovalent radicals of 
hydrocarbons, each one comprising 1 to 13 atoms 
of carbon, and R can also represent an atom of 
hydrogen; R3 is a tetravalent radical, substituted or 
not, selected from those represented hereinafter: 
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and 

where R4 represents a bivalent radical selected 

7. A process for the dehydration of a mixture of gase 
ous hydrocarbons, comprising passing said mixture 
through a membrane of claim 1 under dehydration con 
ditions. 

8. A process for the deacidizing of a mixture of gase 
ous hydrocarbons, comprising passing said mixture 
through a membrane of claim 1 under deacidization 
conditions. 

9. A process for the separation of hydrogen from a 
mixture of gaseous hydrocarbons, comprising passing 
said mixture through a membrane of claim 1 under 
separation conditions. 

10. A process for the separation of components of a 
mixture of oxygen and nitrogen, comprising passing 
said mixture through a membrane of claim 1 under 
separation conditions. 
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